Abstract: Mg based implants are limited by their poor strength, ductility, and corrosion performance in physiological environments, drawbacks further compounded by their premature loss of mechanical integrity and evolution of harmful hydrogen gas. Neodymium additions to magnesium have been shown to improve mechanical properties through precipitation and solid solution hardening. Therefore, the present study incorporated Nd additions (up to 3%) into a promising Mg-5%Zn-0.13%Y-0.35%Zr alloy to improve mechanical properties and corrosion resistance. The microstructure evaluation of a series of alloys was performed using optical microscopy, scanning electron microscopy (SEM), and X-ray diffraction analysis. The mechanical properties were examined in terms of hardness and tensile strength. Corrosion behavior was evaluated by immersion testing, impedance spectroscopy analysis, potentiodynamic polarization and stress corrosion examination using slow strain rate testing (SSRT), all in PBS solution. The results indicate optimal strength, ductility and corrosion performance with a 2% Nd addition. This was explained in terms of secondary phase formation of a W-phase (Mg 3 (Nd,Y) 2 Zn 3 ) and T-phase (Mg 4 (Nd,Y)Zn 2 ).
Introduction
Mg alloys are considered as potential structural materials for biodegradable implants mainly due to their excellent in vivo biocompatibility and degradation capabilities [1, 2] . However, their unsatisfactory mechanical properties and accelerated corrosion rates in physiological environments predispose towards premature loss of mechanical integrity as well as gas embolism due to the harmful corrosion-linked formation of hydrogen gas [3, 4] . A related challenge for Mg alloys is their susceptibility to stress corrosion during service due to a hydrogen embrittlement mechanism [5] that is known to progress predominantly by cleavage [6] [7] [8] .
Current efforts to counteract the inherent disadvantageous properties of magnesium alloys are largely focused on alloying and improved processing conditions. Various Mg systems have been developed over the past several decades, including Mg-Zn, Mg-Al-Zn, and Mg-Nd-Y-Zr, among others [9] [10] [11] [12] [13] . The Mg-Zn base alloys in particular have attracted great attention as zinc is one of the most abundant nutritional elements in the human body [14] [15] [16] . According to the Mg-Zn binary phase diagram [17] , zinc has a high solubility in α-Mg matrix, generating solid solution strengthening and increasing the corrosion potential of the α-Mg phase. Moreover, zinc is known as a grain refining element for Mg, reducing deleterious galvanic effects associated with the presence of metallic impurities such as Fe, Cu and Ni. These attributes are enhanced with further addition of zinc above its maximum room temperature solubility in the α-Mg phase, due to the formation of a eutectic microstructure.
Recent studies have highlighted the attractive mechanical properties and corrosion resistance imparted by zinc inclusions in the Mg-5%Zn base alloy. In order to amplify the favorable mechanical and electrochemical properties of this base alloy, several alloying elements have been introduced and examined, including rare earth elements [18] [19] [20] [21] [22] [23] . However, the effect of Nd additions on mechanical properties, corrosion behavior and stress corrosion remain poorly understood. The aims of the present study were to investigate the effect of Nd additions (up to 3%) to the Mg-5%Zn-0.13%Y-0.35%Zr alloy, in terms of mechanical properties and corrosion performance in a simulated physiological solution.
Experimental
The innovative Mg base system examined here has the following chemical composition: Mg-5Zn-0.35Zr-0.13Y with Nd content varying between 0-3 wt %. The chemical compositions of the obtained alloys were determined by mass spectrometry (BAIRD, Bedford, MA, USA) as shown in Table 1 . The alloys were prepared by gravity casting using high purity alloying elements (grade-99.9%) and Mg-20% Nd as a master alloy. The Mg-Nd master alloy was cast in a high frequency induction furnace under argon atmosphere and the melt was poured into a mold held at room temperature [24] . The base alloy (Mg-Zn-Y-Zr) was prepared by melting magnesium and alloying elements in a resistance furnace at 770 • C using a carbon steel crucible and a protective atmosphere of CO 2 +HFC134. The relevant amount of the Mg-20%Nd master alloy was then added at a lower temperature of 750 • C. This alloying process was followed by intensive stirring, for up to 20 min, to ensure complete dissolution of all components. After complete mixing and intermediate chemical composition analysis, the melt was held for 30 min to allow natural settling of heavy substances such as iron and magnesium oxides. The casting process was terminated by pouring the molten metal into a steel mold to obtain 16 kg ingots. In order to ensure homogeneity, ingots were heat-treated at 320 • C for 8 h under a protective gas atmosphere of Air/CO 2 +SF 6 followed by water quenching. The homogenized alloys were then machined to obtain cylindrical bars having a 50 mm diameter and 60 mm length. The cylindrical bars were subsequently extruded at 400 • C using an extrusion ratio of 8:1, to obtain the rectangular bars of 15 mm × 15 mm that were used for all experimentation. Table 1 . Chemical composition of the tested alloys (in wt %). The microstructure of the tested alloys was evaluated by optical microscopy (Epiphot Nikon, NY, USA) and by a scanning electron microscope (SEM, JEOL JSM-5600, Peabody, MA, USA) equipped with an energy dispersive spectrometer (EDS) detector (Thermo Fisher Scientific, Seoul, Korea), with a resolution of 129 eV and 1 µm penetration depth. The average grain size was quantified by a linear intercept metallography method. Phase identification and lattice parameters were evaluated by X-ray diffraction analysis using a diffractometer (RIGAKU-2100H, New-Isenburg, Germany) with Cu-Kα, 40 kV/30 mA and a scanning rate of 2 • /min.
Alloy
The mechanical properties of the alloys were evaluated by tensile tests using a Cromat C-76 set-up under a strain rate of 2.5 × 10 −4 s −1 and by hardness testing (HV measurements). The gauge length and diameter of tensile samples were 25.4 mm and 3.81 mm, respectively. Fractography analysis was carried out with a scanning electron microscope.
The environmental performance was examined by an immersion test according to ASTM (American Society for Testing and Materials) G31-72 standard and by electrochemical analysis including potentiodynamic polarization and impedance spectroscopy, according to ASTM G5-94 and G 106-89 standards, respectively. The samples for the immersion tests (11 mm in diameter and 5 mm length) were ground with 4000 grit paper and ultrasonically cleaned with alcohol. Samples were immersed in phosphate-buffered saline (PBS) at 37 • C for 10 days. A surface area to solution volume ratio of 1 cm 2 : 700 mL was used and the solution was renewed every 24 h to simulate the natural buffering effect found in vivo. The corrosion rates of the tested specimens were calculated according to the evolved hydrogen gas volume [25] . The hydrogen gas obtained during the dissolution reaction of the tested alloys was collected in a burette located above the corroded samples, and measured every The electrochemical measurements, also performed in PBS solution, employed a three-electrode cell with a saturated calomel reference electrode, a platinum counter electrode and the tested sample (with an exposed area of 1 cm 2 ) as a working electrode. Prior to measurements, the tested samples were ground with 4000 grit paper and ultrasonically cleaned with alcohol. The electrochemical impedance spectroscopy (EIS) analysis with a sinusoidal signal of 10 mV amplitude was applied in the frequency range of 10 kHz to 1 mHz. Following the EIS measurements, potentiodynamic polarization tests with a scanning rate of 0.5 mV/s were conducted. The corrosion rates, corrosion potential (E corr ) and the corrosion current density (I corr ) were calculated by Tafel extrapolation. All the electrochemical analyses were obtained using an SP-200 Biologic potentiostat and EC-Lab v. 10.18 software. The stress corrosion behavior of the tested alloys was examined using slow strain rate testing (SSRT) in PBS solution, according to ASTM G129-00 standard. The diameter and length of the SSRT test specimens were 3.80 mm and 25.4 mm, respectively, with an applied strain rate of 2.5 × 10 −7 s −1 .
Results
The typical microstructure of the tested alloys with different amounts of Nd as obtained by optical microscopy is shown in Figure 1 . The matrix microstructure of the base Mg-5%Zn alloy was mainly composed of a single-phase with an average grain size of 34 ± 3.0 µm. Discontinuous fine residual undissolved secondary phases were present at grain boundaries, due to the heat treatment. Additions of 1-3 wt % Nd to the base alloy resulted in an increase in the volume fraction of secondary phases at the grain boundaries. However, the average grain size was independent of Nd concentration.
The microstructures of all the tested alloys as obtained by scanning electron microscopy (SEM) are shown in Figure 2 Figure 3a ,b shows magnified microstructures and a corresponding EDS analysis of the Mg-5%Zn-3%Nd alloy at a grain boundary, respectively. Based on the EDS analysis, the intermetallic compound generated at the grain boundaries was probably Mg 3 Nd 2 Zn 3 .
The X-ray diffraction (XRD) analyses of the tested alloys are shown in Figure 4 . The only diffraction peaks identified in the Mg-5%Zn base alloy corresponds to the α-Mg matrix phase. Additions of 1 wt % and 2 wt % Nd produced a ternary phase, Mg 3 (Nd,Y) 2 Zn 3, which was also identified by the EDS analysis. This phase has a similar diffraction pattern as the W-phase, discovered by others during investigations of the Mg-Zn-Y system [26] [27] [28] . This phase was found to possess a partially ordered AlMnCu 2 -type Face-Centered Cubic (FCC) structure, a lattice parameter of 6.848 Å and a space group of Fm-3m. However, the diffraction pattern related to Mg 3 (Nd,Y) 2 Zn 3 exhibited a slight deviation towards lower diffraction angles, while the peak intensities were gradually intensified with the increased Nd content. The addition of 3%wt Nd to the base alloy resulted in a second ternary phase, Mg 4 (Nd,Y)Zn 2 , which was identified as T-phase, according to Yang et al. [29] . The T-phase is a c-centered orthorhombic structure with lattice parameters of a = 0.96 nm, b = 1.12 nm and c = 0.94 nm [30] [31] [32] . The varied lattice parameters of W-phase and the volume fraction of the intermetallic compounds (W and T-phases) of the tested alloys are summarized in Table 2 The T-phase is a c-centered orthorhombic structure with lattice parameters of a = 0.96 nm, b = 1.12 nm and c = 0.94 nm [30] [31] [32] . The varied lattice parameters of W-phase and the volume fraction of the intermetallic compounds (W and T-phases) of the tested alloys are summarized in Table 2 The T-phase is a c-centered orthorhombic structure with lattice parameters of a = 0.96 nm, b = 1.12 nm and c = 0.94 nm [30] [31] [32] . The varied lattice parameters of W-phase and the volume fraction of the intermetallic compounds (W and T-phases) of the tested alloys are summarized in Table 2 The mechanical properties in terms of hardness measurements, yield strength (YS), ultimate tensile strength (UTS) and elongation as a function of Nd content are shown in Table 3 , Figures 5 and 6 , respectively. In general, hardness was associated with tensile strength. Figure 5 shows that the addition of up to 2%wt Nd increases the YS and UTS, while further addition of up to 3%wt Nd does not have a significant effect, as indicated by the plateau shown above 2%wt Nd. However, an interesting phenomenon related to the ductility behavior of the tested alloys is shown in Figure 6 . Whereas the increase in strength of the Mg-5%Zn-1%Nd alloy relative to the base alloy corresponded with a reduction in elongation, as expected, to the minimum value of 12%, elongation increased to 16% when the Nd content reached 2%wt, while this alloy exhibited the highest UTS (360 MPa) and YS (340 MPa). Elongation was reduced in the Mg-5%Zn-3%Nd alloy even though the strength of the 2 and 3%wt Nd alloys was similar. Table 3 . Hardness measurements of all the tested alloys. The mechanical properties in terms of hardness measurements, yield strength (YS), ultimate tensile strength (UTS) and elongation as a function of Nd content are shown in Table 3 , Figures 5 and  6 , respectively. In general, hardness was associated with tensile strength. Figure 5 shows that the addition of up to 2%wt Nd increases the YS and UTS, while further addition of up to 3%wt Nd does not have a significant effect, as indicated by the plateau shown above 2%wt Nd. However, an interesting phenomenon related to the ductility behavior of the tested alloys is shown in Figure 6 . Whereas the increase in strength of the Mg-5%Zn-1%Nd alloy relative to the base alloy corresponded with a reduction in elongation, as expected, to the minimum value of 12%, elongation increased to 16% when the Nd content reached 2%wt, while this alloy exhibited the highest UTS (360 MPa) and YS (340 MPa). Elongation was reduced in the Mg-5%Zn-3%Nd alloy even though the strength of the 2 and 3%wt Nd alloys was similar. 
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The fracture surfaces of the tensile samples were analyzed in order to corroborate the mechanical The fracture surfaces of the tensile samples were analyzed in order to corroborate the mechanical properties. Figure 7 shows fracture surface SEM images of all the tested alloys. The fracture surface of the base alloy, shown in Figure 7a ,b, revealed cleavage planes covered with shallow dimples and several well-developed dimples. The addition of 1%wt Nd to the base alloy enhanced the brittle features in the fracture surface, as the dimple islands contained more superficial dimples with particles at their bottom, as shown in Figure 7c . The backscattered electron image of this alloy, shown in Figure 7d , revealed particles composed of heavier elements, namely Nd-containing intermetallic compounds that probably relate to W-phase. When the Nd content was raised to 2%wt, the number of dimples was dramatically increased and most of the dimples contained particles of the secondary phase. For this alloy, cleavage planes were scarcely detectable, as shown in Figure 7e ,f. The fracture surface images of the 3% Nd alloy, shown in Figure 7g ,h, revealed smaller and fewer dimples as compared to Mg-5%Zn-2%Nd alloy, which is an indication of a relative reduction in ductility. The corrosion performance of the tested alloys was visually examined after immersion in PBS solution (phosphate-buffered saline) at 37 • C for 10 days, as shown in Figure 8 . A general corrosion attack is apparent at the surface of all specimens. This qualitative result is supported by the corrosion rate measurements based upon the amount of evolved hydrogen gas as a function of immersion time, as shown in Figure 9 . The calculated corrosion resistance of all the tested alloys was similar and within the range of 20-60 mpy, which can be considered as suitable for biodegradable applications. Electrochemical impedance spectra (EIS) of all the tested alloys along with the related equivalent circuit are shown in Figures 10a,b , respectively. The Nyquist plots of all the alloys exhibited similar EIS spectra, which were characterized by two loops: a capacitive loop in the high frequency region (HF) and a capacitive loop in the medium frequency region (MF), as labeled. The high frequency capacitive loop represents the dissolution of Mg and the electric double layer capacitance, Cdl, at the interface between the electrolyte solution and the substrate [33] . The medium frequency capacitive loop represents the surface film generated during the dissolution of Mg. The EIS spectra can be further analyzed based on the equivalent circuit [15] as indicated in Figure 10b where Rs represents the corrosive solution resistance. The electrode reaction process correlated to the high frequency capacitive loop is represented by Rct, the charge transfer resistance and by CPEdl. The CPE, constant phase element, is related to Cdl and was used due to the homogeneity limitations of the system. The Rf and Cf elements, shown in Figure 10b , represent the resistance and capacity of the corrosion product layer generated on the surface of Mg-Zn alloys with additions of Nd, respectively. The resemblance between the radius and shape of the loops is indicative of the similar corrosion mechanisms and corrosion resistance for all the tested alloys [34] . The corrosion resistance of the examined alloys was further evaluated using potentiodynamic polarization test in the PBS solution, as shown in Figure 11 . According to Tafel extrapolation, the obtained corrosion potential (Ecorr) of Mg-5%Zn, Mg-5%Zn-1%Nd, Mg-5%Zn-2%Nd and Mg-5%Zn-3%Nd alloys were: −1.44 V, −1.46 V, Electrochemical impedance spectra (EIS) of all the tested alloys along with the related equivalent circuit are shown in Figure 10a ,b, respectively. The Nyquist plots of all the alloys exhibited similar EIS spectra, which were characterized by two loops: a capacitive loop in the high frequency region (HF) and a capacitive loop in the medium frequency region (MF), as labeled. The high frequency capacitive loop represents the dissolution of Mg and the electric double layer capacitance, C dl , at the interface between the electrolyte solution and the substrate [33] . The medium frequency capacitive loop represents the surface film generated during the dissolution of Mg. The EIS spectra can be further analyzed based on the equivalent circuit [15] as indicated in Figure 10b where R s represents the corrosive solution resistance. The electrode reaction process correlated to the high frequency capacitive loop is represented by R ct , the charge transfer resistance and by CPE dl . The CPE, constant phase element, is related to C dl and was used due to the homogeneity limitations of the system. The R f and C f elements, shown in Figure 10b , represent the resistance and capacity of the corrosion product layer generated on the surface of Mg-Zn alloys with additions of Nd, respectively. The resemblance between the radius and shape of the loops is indicative of the similar corrosion mechanisms and corrosion resistance for all the tested alloys [34] . The corrosion resistance of the examined alloys was further evaluated using potentiodynamic polarization test in the PBS solution, as shown in Figure 11 . According to Tafel extrapolation, the obtained corrosion potential (E corr ) of Mg-5%Zn, Mg-5%Zn-1%Nd, Mg-5%Zn-2%Nd and Mg-5%Zn-3%Nd alloys were: −1.44 V, −1.46 V, −1.45 V, −1.48 V, respectively. This data along with the corrosion current density (I corr ) and the corrosion rates obtained by Tafel extrapolation, listed in Table 4 , demonstrates a similar corrosion resistance for all the tested alloys. This indicates a negligible effect of Nd additions on the corrosion resistance, which is in agreement with the corrosion assessment obtained by the immersion test and EIS analysis. Parameter Ecorr (V) Icorr (µA) C.R (mpy) Figure 11 . Potentiodynamic polarization curves in PBS solution of all the tested Alloys. An additional concern relating to Mg base alloys used as structural materials for implants in biomedical applications is the presence of mechanical loading in combination with a corrosive environment. Stress corrosion can lead to premature device failure, even when the implant is operating below the yield stress. Hence, in order to more comprehensively evaluate the effect of Nd additions to the base alloy, it was necessary to examine the stress corrosion behavior by SSRT testing using a relatively low strain rate of 2.5 × 10 −7 s −1 . A comparison between the base alloy and the optimal alloy with 2%wt Nd is shown in Figure 12 , in terms of time to failure. The stress corrosion behavior of the base alloy was similar to the 2%wt Nd alloy. This result confirms a lack of deteriorating corrosion effects from the addition of Nd, which is also in line with the expectations of Rokhlin et al. [23] . alloy with 2%wt Nd is shown in Figure 12 , in terms of time to failure. The stress corrosion behavior of the base alloy was similar to the 2%wt Nd alloy. This result confirms a lack of deteriorating corrosion effects from the addition of Nd, which is also in line with the expectations of Rokhlin et al. [23] . 
Discussion
In this study, we demonstrate the effect of Nd additions on the mechanical properties and corrosion performance of a novel base alloy, Mg-5%Zn-0.13%Y-0.35%Zr, following a homogenizing treatment and extrusion process. We found that the base alloy with 2%wt Nd yields the optimal combination of strength (YS = 340 MPa, UTS = 360 MPa) and ductility (16% elongation). This can be explained by the different microstructure introduced into the various alloys.
The presence of a single α-Mg phase in the Mg-5%Zn alloy, as demonstrated by SEM and XRD analysis, suggests that Zn mainly exits as a soluble element in the α-Mg solid solution phase. When 1%Nd is added, the W-phase forms at the grain boundaries, which increases the strength of the alloy. Additions of 2-3%wt Nd further increase the strength, which may be related to differences in size and morphology of the W and T-phase. Based on XRD results, the lattice parameter of the W-phase was gradually increased relative to the value previously reported for the Mg-Zn-Y material system [30] [31] [32] . This may be due to a substitution of Y with Nd in the W-phase, which introduces the larger Nd atomic radius. These results are in accordance with a previous microstructural investigation of the Mg-Zn-Nd material system [31] .
The relationship between the strength behavior of Mg-Zn-Nd alloys, the volume fraction and arrangement of secondary phases was made apparent by the fractography analysis. We believe that 
The relationship between the strength behavior of Mg-Zn-Nd alloys, the volume fraction and arrangement of secondary phases was made apparent by the fractography analysis. We believe that the fracture of these Mg alloys demonstrates a competition between two distinct mechanisms: brittle cleavage and ductile dimples rupture. The fracture of the base alloy exhibits mainly brittle cleavage fracture with minor dimples rupture, which indicates its limited potential for plastic deformation. The precipitated particles have the common effect of increasing the yield and tensile strength as well as increasing material embrittlement due to nucleation along grain boundaries. However, small and round particles may enhance ductility of the material by initiating dimples that grow by plastic deformation. This potential is revealed by the addition of 1%wt Nd to the base alloy. Notably, the addition of 2%wt Nd to the base alloy significantly reduces the cleavage planes while enhancing dimple rupture, as observed by SEM fractography in Figure 7e ,f. Thus, high values of strength (YS and UTS) are obtained due to a strengthening effect that concurrently improves elongation. This effect may be due to a "particle induced plasticity". An increase of Nd content to 3%wt stimulates denser and smaller dimples covering the fracture surface, as observed in Figure 7g ,h. The growth and expansion of the dimples are limited due to their large density. Thus, the measured values of UTS and YS were retained while the ductility was slightly decreased compared to the 2%wt Nd alloy.
The additions of up to 3%wt Nd does not have any significant effect on corrosion performance in terms of immersion test, EIS analysis, potentiodynamic polarization measurements and SSRT examination. This indicates that Nd is less effective as a corrosion protective through precipitation in W and T phases compared to its effect through a dissolved element in α-Mg solid solution [35, 36] .
However, the addition of Nd exerts a substantial effect on strength, increasing the YS by~24% and the UTS by 12%. This beneficial effect increases the specific strength (strength/density) of the base alloy and hence reduces the amount of material required to produce a structural implant. Reducing the Mg implant's weight will consequently reduce the amount of hydrogen formation, which is considered as a significant drawback for Mg to serve as an implant material.
Conclusions
The specific strength of the Mg-5%Zn-0.13%Y-0.35%Zr alloy was significantly improved by additions of up to 3%wt Nd with minor effect on corrosion performance in a simulated physiological environment. The optimal results, in terms of UTS, YS, elongation and corrosion resistance was obtained by the 2%wt Nd addition to the base alloy. This was mainly attributed to optimal concentration of W-phase (Mg 3 (Nd,Y) 2 Zn 3 ) at grain boundaries and to the prevention of T-phase (Mg 4 (Nd,Y)Zn 2 ) formation, which occurs at higher concentrations of Nd. Therefore, it is believed that the Mg-5Zn-2Nd-0.13Y-0.35Zr alloy has increased potential to serve as a biodegradable implant for biomedical applications.
